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The Carboniferous Bowland Shale in England, and its correlatives in Ireland, contain anomalously high
concentrations of trace elements, including selenium (Se), molybdenum (Mo) and arsenic (As). High
levels of these elements reﬂect high sulphur contents as these elements occur as trace constituents of
pyrite. Anomalous Se in particular may have a volcanic provenance, from contemporary volcanic activity
and/or drainage from Ordovician volcanogenic sulphide deposits. Following concern over the release of
Se and As into groundwater during shale gas extraction in the US, the potential fate of Se and As during
any future shale gas extraction from the Bowland Shale merits attention. It is at least an environmental
issue that must be managed, but at best it could be an opportunity for extraction of Se in an environ-
mentally sensitive manner.
© 2015 The Authors. Published by Elsevier Ltd. This is an open access article under the CC BY license
(http://creativecommons.org/licenses/by/4.0/).1. Introduction
The Carboniferous Bowland Shale, and its correlatives in Ireland,
is receivingmuch attention for their potential resources of shale gas
(Smith et al., 2010; Jones, 2012; Andrews, 2013; Taylor et al., 2013).
Trace element data help to evaluate the environmental impacts of
hydraulic fracturing during shale gas extraction (Chermak and
Schreiber, 2014). However, although organic geochemical data is
available for the Bowland Shale (Armstrong et al., 1997; Andrews,
2013), and an assessment of radionuclide ﬂux from shale gas
exploitation has been made (Almond et al., 2014), there is no
modern published database on trace element geochemistry. This is
surprising, given concern over the possible contamination of
ground waters by fracking (Myers, 2012; Vidic et al., 2013; Vengosh
et al., 2014; Shonkoff et al., 2014). In particular there is concern over
the environmental implications of metals released from shales
during gas extraction (Haluszczak et al., 2013; Chermak and
Schreiber, 2014). The need to be at least aware of the trace
element chemistry of these particular Carboniferous black shales is
evident from long-known selenium toxicity in farm animals from
some Irish soils (Fleming and Walsh, 1957; Rogers et al., 1990),r Ltd. This is an open access articlewhich can be traced to Se enrichments in the underlying black
shales (Keily and Fleming, 1969; McGrath and Fleming, 2007;
Fellowes et al., 2013). Livestock health problems have also arisen
due to high molybdenum contents in the Irish black shales
(Alloway, 2012). Selenium availability is important to plants and
animals, but in excess can become toxic, which in the case of hu-
man consumption is above 400 mg/day (MacFarquhar et al., 2010),
with possible consequences including neurotoxicity, cancer and
diabetes (Vinceti et al., 2014; Sun et al., 2014). Care is therefore
often taken to avoid the delivery of elevated concentrations of se-
lenium to the environment, for example through the processing of
fossil fuels, including coal storage (Lussier et al., 2003), coal burning
(Zeng et al., 2001), and oil reﬁning (Lawson and Macy, 1995).
Recently, concern has been expressed over the release of Se to
ground waters through shale gas exploration in the USA (Fontenot
et al., 2013, reiterated in numerous open access publications, e.g.
Hildenbrand et al., 2013, Meyer, 2013, Schug et al., 2013).
We report here trace element data for a set of 42 samples of the
Bowland Shale and its correlatives, from 17 localities across an
outcrop width of 600 km (7 England, 1 Wales, 1 Isle of Man, 8
Ireland; Fig. 1; Supplementary Table S1), focusing on selenium (Se),
arsenic (As) and molybdenum (Mo). Selenium and As are of strong
environmental concern, and Mo is a key indicator of redox condi-
tions as it is enriched in reducing sediments (Algeo and Lyons,under the CC BY license (http://creativecommons.org/licenses/by/4.0/).
Fig. 1. Map of central British Isles, showing outcrop of Namurian rocks, region of Ordovician volcanic basement, sampled localities in Bowland Shale Formation, and localities for Se/
As-rich oil residues. A, Altmush; B ¼ Ballybunion; D, Dunshaughlin; E ¼ Edale; H ¼ Holywell; K ¼ Killadysert; L, Co. Leitrim (Glenfarne, Thur Mountain); M ¼ Poyllvaaish, Isle of
Man; P ¼ Pendle Hill and Earby; R ¼ Walmsley Bridge; S ¼ Loughshinny; T ¼ Trough of Bowland; V ¼ Lisdoonvarna; W, Whalley and Wiswell.
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erous black shales and their soils (Webb et al., 1966; McGrath and
Fleming, 2007). Data from the Barnett Shale, Texas, of comparable
age to the Bowland Shale, indicate the release of Se into ground-
waters within 2 km of shale gas drilling, at a mean (n ¼ 10) con-
centration an order of magnitude greater than historical levels, and
including individual values greater than the U.S. maximum level
permitted in drinking water of 50 mg/l (Fontenot et al., 2013). All 10
values were at or exceeded the more demanding European Union
maximum permitted level of 10 mg/l, and there are arguments that
the European Union level be lowered further to just 1 mg/l (Vinceti
et al., 2013). The same data set showed that the mean As level in 90
water wells in active extraction areas exceeded the maximum
permitted level for drinking water (Fontenot et al., 2013). Following
environmental concern about exploration in the Barnett Shale, we
compare the Bowland Shale and Barnett Shale data.2. Methods
The targeted shales span the Dinantian-Namurian boundary.
Carboniferous black shales represent one of the best prospects for
shale gas resources in the British Isles (Smith et al., 2010). The
Upper Bowland Shale (lowest Namurian, especially the Pendleian
and Arnsbergian stages E1-E2) is most widespread and correlates
with the Edale Shale, Derbyshire, the Ardagh Shale (Ardagh For-
mation), eastern Ireland, and the Clare Shales (Clare Shale Forma-
tion), Cos. Kerry and Clare, western Ireland. The Lower Bowland
Shale (uppermost Dinantian, especially the Brigantian stage
P1eP2) correlates with the black shales of the Fingal Group, Cos.
Dublin and Meath, eastern Ireland, black shales in Co. Leitrim,
Northwest Ireland, and in the Isle of Man. In addition, the upper-
most stratigraphic sections of the Bowland Shale were deposited in
the Chokierian to Marsdenian stages (H-R). Sections of this ageinclude the Holywell Shale, North Wales, and much of the Clare
Shales. Detailed stratigraphies are summarized by Waters et al.
(2011).
Trace element contents were measured in shale samples using
inductively coupled plasma-mass spectrometry (ICP-MS). Samples
of ~30 g rock were milled and homogenised, and 0.25 g digested
with perchloric, nitric, hydroﬂuoric and hydrochloric acids to near
dryness. The residue was topped up with dilute hydrochloric acid,
and analysed using a Varian 725 instrument. Samples with high
concentrations were diluted with hydrochloric acid to make a so-
lution of 12.5 mL, homogenized, then analysed by ICP-MS. Results
were corrected for spectral inter-element interferences. The limits
of resolution are 0.05 and 10,000 ppm.3. Results
The data for Mo, Se and As in the Bowland Shale are shown in
Table 1, and Figs. 2 and 3. The mean values for Mo, Se and As in the
Bowland Shale samples of P1-E2 age are 44.1 ppm, 21.5 ppm and
20.5 ppm respectively. These values are much higher than global
mean shale values of 2.6 ppm, 0.6 ppm and 13.0 ppm respectively
(Turekian and Wedepohl, 1961). The younger Bowland Shale sam-
ples of H-R age have lower Se contents, but comparable Mo and As
contents, to the samples of P1-E2 age.
The Mo values for the Bowland Shale range up to 155 ppm. The
highest values are recorded from Ballybunion, Co. Kerry, but most
of the samples are in the range 20e70 ppm. Mo is characteristically
correlated with the organic carbon content in shales (Algeo and
Lyons, 2006). This relationship holds for both the Bowland Shale
(Fig. 2) and Barnett Shale (Rowe et al., 2008). However, Mo values
for the Bowland Shale are much higher than those of the Barnett
Shale (Fig. 2). The Mo/TOC ratio varies with deep water renewal
time, increasing with turnover rate as shown by data sets for the
Table 1
Summary geochemical data for Bowland Shale samples.
Full data set Strat range n Se (ppm) As (ppm) Mo (ppm)
P1-E2 samples P1-E2 37
Mean 21.1 22.8 42.0
Standard Deviation 9.9 10.3 32.5
Q1 15.5 16.6 23.2
Q2 (Median) 18.2 20.2 31.0
Q3 28.8 28.5 61.3
Minimum 2.9 9.0 3.4
Maximum 42.0 51.8 154.5
H-R samples H-R 5
Mean 4.6 16.9 25.9
Standard Deviation 3.3 14.5 10.7
Q1 3.3 1.2 22.5
Q2 (median) 3.9 26.4 29.3
Q3 4.1 26.5 30.6
Minimum 1.3 0.8 9.2
Maximum 10.2 29.4 37.7
Regions (localities) Se range As range Mo range
NE Lancs (P,W) P1-E1 9 3e33 11e52 9e39
NW Lancs (R,T) P2-E1 6 13e34 16e46 3e68
Derbyshire (E) E1-E2 3 15e21 21e38 23e50
Isle of Man (M) P1-P2 3 18e27 11e21 8e41
Cos. Meath/Dublin (A, D,S) P2-E1 10 8e36 9e41 8e65
Co. Kerry (B) P1-E1 4 16e42 17e29 68e155
Co. Leitrim (L) P1-E1 2 12e17 10e20 17e35
North Wales (H) H-R 2 4e10 26e29 22e31
Co. Clare (K,V) H-R 3 1e4 1e27 29e38
Fig. 2. Cross-plots for (A) Se against TOC. Se/TOC ratios for Bowland Shale are higher than for
mean value based on 2 measurements in this study). (B) Mo against TOC. Mo/TOC plot shows
Mo/TOC correlation lines for Black Sea and Cariaco Basin show data for Bowland Shale is al
modern environments from Rowe et al., 2008).
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Rowe et al., 2008), and is also consistently higher in the Bowland
Shale than the Barnett Shale (Fig. 2).
There are no published data for S in the Barnett Shale, but the Se
contents of two Barnett Shale samples measured in this study are
8 ppm and 9 ppm. TheMo contents of these samples are typical of a
much larger database of Barnett Shale samples (Rowe et al., 2008),
implying that the Se contents are also typical. The Se contents of the
Bowland Shale clearly range tomuch higher values than the Barnett
Shale samples, with maximum values of 34 ppm 36 ppm and
42 ppm in the Trough of Bowland, Co. Meath and Co. Kerry, Ireland
(Fig. 2). A cross-plot of Se and sulphur for the Bowland Shale
samples indicates that there is a positive correlation between Se
and S (Fig. 3), and that Se substitutes within sulphide minerals, as
commonly found in other marine shales (Large et al., 2014). This
relationship also indicates that the higher Se contents in the
Bowland Shale reﬂect higher sulphide contents. The two lowest Se
values (2.9 ppm, 5.6 ppm) determined in the main Bowland Shale
data set are from samples with negligible S contents. The Se values
are also much higher than values determined for other black shales
(Fig. 2), including the Cambrian Alum Shale, Devonian New Albany
Shale and Jurassic Posidonia Shale, which range up to 3.3 ppm,
1.1 ppm and 3.9 ppm respectively (Mitchell et al., 2012). The As
content of the Bowland Shale samples range up to 52 ppm (two
highest values from Lancashire), and almost all values exceed Bar-
nett Shale values of 8 and 9 ppm. The As values are strongly related
to the S content (Fig. 3).mean values for other black shales (data fromMitchell et al., 2012, except Barnett Shale
Mo and Mo/TOC values for Bowland Shale are consistently higher than in Barnett Shale.
so high relative to some modern anoxic environments. (Mo data for Barnett Shale and
Fig. 3. Cross-plots for (A) Se against S, and (B) As against S. Broad trends of increasing
Se and As with S are consistent with residence of Se and As within pyrite. Key as in
Fig. 2.
J. Parnell et al. / Applied Geochemistry 66 (2016) 82e87 85In summary, both the high sulphur content and rapid turnover
of water contributed to the high metal content of the Bowland
Shale.
4. Discussion
4.1. Anomalous selenium availability
Much of the Se in black shales is associated with organic matter,
but Se/TOC ratios vary according to Se availability (Mitchell et al.,
2012). The Se/TOC ratios for the Bowland Shale markedly exceed
values for other black shales (Fig. 2), implying anomalous avail-
ability. The high Se content of the British and Irish Carboniferous
shales may reﬂect an anomalous source in the watershed. The re-
gion is bisected by an Ordovician volcanic arc, from the English Lake
District through Anglesey and SE Ireland (Fig. 1), including the
volcanic massive sulphide deposits at Parys Mountain, Anglesey,
and Avoca, Ireland. In each of these areas, the Ordovician is un-
conformably overlain by the Carboniferous, and would have been
supplying runoff waters into the Carboniferous sea. Stream sedi-
ments draining the Ordovician volcanic centres in North Wales
today are Se-rich (Fordyce, 2013), so the Ordovician represents a
potential source of Se-rich water to the Carboniferous. Contempo-
raneous tuffs in the late Dinantian-early Namurian of the British
Isles indicate that there was also a direct input of volcanic ash into
the local Carboniferous sea. Tuff deposition occurred in the Bow-
land Shale and its time equivalents in central England (Spears et al.,
1999), southern Scotland (Monaghan and Pringle, 2004) and
Ireland (Legg et al., 1998). The Se content of tuffaceous volcanic
rocks can be relatively high (Fordyce, 2013), and the aerosols
associated with volcanic activity can be 1 to 3 orders of magnitudericher in Se than associated ash, and add anomalous selenium to
the surface environment (Witham et al., 2005; Floor and Roman-
Ross, 2012). Interbedded tuffs have been interpreted to indicate a
volcanic source of high Se levels in black shales elsewhere (Kulp
and Pratt, 2004), and it is very possible that this was also the case
in the Bowland Shale. The high As levels in the Bowland Shale may
have a similar origin, as volcanic rocks contribute to high As levels
in groundwater (e.g. Welch et al., 2000), and the Ordovician vol-
canogenic sulphide deposits in the palaeo-watershed of the
Carboniferous shales are known to release anomalous arsenic into
the surface environment today (Mayes et al., 2010).
Clues to the chemistry of waters derived from these sulphur-rich
shales can be provided by natural springs. The Clare Shales host spa
waters at Lisdoonvarna, Co. Clare; the Fingal Group hosts spa wa-
ters at Lucan, Co. Dublin; and two of the biggest spas in England at
Harrogate and Buxton are supplied by waters that have passed
through the Bowland Shale (Bottrell et al., 1996; Gunn et al., 2006).
Together this represents a notable set of mineralized springs
derived from the shales. All four spas are strongly sulphur-rich, and
implicate leaching of the pyrite in the shales. More generally,
Carboniferous rocks in northern England host numerous ‘sulphur
springs’ (Murphy et al., 2014). As the pyrite is the main residence of
Se and As, this implies liberation of Se and As into the groundwa-
ters. The ﬂow of sulphur-rich water through these springs over at
least a historical record of hundreds of years implies a long-term
alteration of the pyritic sources and long-term liberation of Se.
Selenium and arsenic may also be associated with hydrocarbons
generated from black, organic-rich shales, as evidenced from Se/As-
rich by-products in oil reﬁneries (Lawson and Macy, 1995), shale oil
processing (Sikonia, 1985) and coal gasiﬁcation (Liu et al., 2006).
The Bowland Shale is a major hydrocarbon source rock in the Irish
Sea (Armstrong et al., 1997). Bituminous oil residues around the
margins of the Irish Sea in North Wales, Lancashire and southern
Scotland (Fig. 1) all contain traces of selenide mineralization
(Parnell, 1988 and unpublished data), and selenium enrichments
occur in Carboniferous palaeo-oil reservoirs in the south of the
region (Parnell et al., 2015). For example, hydrocarbon residues in
Carboniferous sandstones at Heysham, Lancashire (Harrison, 1970)
are Se-rich. Oil residues in the Isle of Man additionally contain
arsenide mineralization (Parnell, 1988). This implies that the ﬂuids
expelled from the Irish Sea Basin are Se- and As-rich, and likely
related to hydrocarbon expulsion from the Bowland Shale. The
highest Se values in the Carboniferous shales are recorded from Co.
Kerry, western Ireland, which is the most thermally mature region
in the gas window (Clayton et al., 1989), showing that hydrocarbon
generation has not mobilized all of the Se. Notably, base metal
sulphide mineralization in the Trough of Bowland and other parts
of northern England is also attributed to the release of metals from
the Carboniferous shales (Jones et al., 1994). The Clare Shales in
Ireland have interacted with groundwater to yield secondary Se
mineralization (Francis and Ryback, 1987). Overall, we have a pic-
ture of the Bowland Shale as a black shale anomalously rich in trace
elements, especially Se and As, and with the potential to release
those elements into subsurface ﬂuids.
4.2. Implications
Black shales confer high levels of Se to groundwaters through
subsurface leaching (e.g. U.S. Department of Energy, (2011)),
leaching of rock waste (e.g. Stillings and Amacher, 2010) and via
overlying soils (e.g. Park et al., 2010; Tuttle et al., 2014). In most
cases where groundwaters contain more than the maximum level
of selenium permitted for drinking water after interaction with
black shales, the parent black shale contains much less Se than the
mean determined here for the Bowland Shale (Mayland et al., 1989;
J. Parnell et al. / Applied Geochemistry 66 (2016) 82e8786U.S. Department of Energy, 2011; Fontenot et al., 2013). For
example, high levels of dissolved Se occur in water from wells
drilled into Cretaceous black shales in Montana with up to 10 ppm
Se (Mayland et al., 1989). This maximum value in Montana is
exceeded by most of the Bowland Shale analyses. An average of
1 ppm Se for Cretaceous black shales responsible for soil contam-
ination in the southwestern United States (Tuttle et al., 2014) is over
an order of magnitude less than in the Bowland Shale. Concern
about high Se levels in drinking water have recently spread to
western Europe, and some wells in France where the water has
been exposed to black shale have had to be abandoned (Bassil et al.,
2014). As noted above, the As levels in the Bowland Shale consis-
tently exceed those in the Barnett Shale, whose exploitation has led
to groundwater values above the U.S. limit for drinkingwater. There
is a direct implication that the Se and As levels of groundwaters that
have interacted with the Bowland Shale require monitoring.
So, should there be concern over these high metal contents in
the Bowland Shale, if it is exploited for shale gas? There is aware-
ness of the need to consider such issues in the UK (Stuart, 2012; Cai
and Ofterdinger, 2014), but fortunately a very robust oil and gas
regulatory system, covering licence application, planning permis-
sion, well construction and environmental permits, makes it very
unlikely that the UK would experience the environmental prob-
lems encountered in the USA (The Royal Society, 2012).
The concentration of Se, and possibly other trace elements, in
extraction waters could also be regarded as an opportunity. Sele-
nium is a rare element for which demand is likely to increase (Moss
et al., 2011), but the current supply as a by-product of copper
production is in jeopardy as production methods change. Alterna-
tive methods of extraction that do not include high temperature
(high energy) or toxic chemicals are desirable. Waters produced
from Se-rich shales offer new possibilities. An understanding of
how to do this can build on methodology being developed to deal
with Se-rich waters associated with the storage of coal waste. Some
coals, like some black shales, contain anomalous concentrations of
Se, leading to environmental problems in several parts of theworld,
including the Elk River Valley, British Columbia (Lussier et al.,
2003). Approaches to sequester Se at low temperature include
precipitation onto iron oxides (Wei et al., 2012), precipitation onto
activated carbon (Wasewar et al., 2009) and microbial selenate
reduction (Tucker et al., 1998). These are all low-energy approaches
which could contribute to securing new Se resources, and in the
process add incentive to ensuring that extraction waters are pro-
cessed in an environmentally sensitive manner.
Acknowledgements
Research was partly supported by NERC grants (NE/L001764/1
and NE/M010953/1). Mrs. A. Sandison provided skilled technical
support. Barnett Shale was kindly provided by Hu Qinhong. The
manuscript was improved by the helpful comments of a reviewer.
Appendix A. Supplementary data
Supplementary data related to this article can be found at http://
dx.doi.org/10.1016/j.apgeochem.2015.12.008.
References
Algeo, T.J., Lyons, T.W., 2006. Mo-total organic carbon covariation in modern anoxic
marine environments: Implications for analysis of paleoredox and paleohy-
drographic conditions. Paleoceanography 21. http://dx.doi.org/10.1029/
2004PA001112 (2006).
Alloway, B.J., 2012. Heavy Metals in Soils. Springer, London.
Almond, S., Clancy, S.A., Davies, R.J., Worrall, F., 2014. The ﬂux of radionuclides in
ﬂowback ﬂuid from shale gas exploitation. Environ. Sci. Pollut. Res. 21,12316e12324.
Andrews, I.J., 2013. The Carboniferous Bowland Shale Gas Study; Geology and
Resource Estimation. British Geological Survey, for Department of Energy and
Climate Change (London).
Armstrong, J.P., Smith, J., D'Elia, V.A.A., Trueblood, S.P., 1997. The occurrence and
correlation of oils and namurian source rocks in the Liverpool Bay-North Wales
area. Geol. Soc. Spec. Publ. 124, 195e211.
Bassil, J., Naveau, A., Bodin, J., Fontaine, C., Di Tullo, P., Razack, M., Kazpard, V., 2014.
The nature of selenium species in the hydrogeological experimental site of
Poitiers. Procedia Earth Planet. Sci. 10, 159e163.
Bottrell, S.H., Raiswell, R., Leosson, M.A., 1996. The inﬂuence of sulphur redox re-
actions and mixing on the chemistry of shallow groundwaters: the Harrogate
mineral waters. J. Geol. Soc. 153, 231e242. London.
Cai, Z., Ofterdinger, U., 2014. Numerical assessment of potential impacts of hy-
draulically fractured Bowland Shale on overlying aquifers. Water Resour. Res.
50, 6236e6259.
Chermak, J.A., Schreiber, M.E., 2014. Mineralogy and trace element geochemistry of
gas shales in the United States: environmental implications. Int. J. Coal Geol.
126, 32e44.
Clayton, G., Haughey, N., Sevastopulo, G.D., Burnett, R.D., 1989. Thermal Maturation
Levels in the Devonian and Carboniferous of Ireland. Geological Survey of
Ireland, Dublin.
Fellowes, J.W., Pattrick, R.A.D., Boothman, C., Al Lawati, W.M.M., van Dongen, B.E.,
Charnock, J.M., Lloyd, J.R., Pearce, C.I., 2013. Microbial selenium transformations
in seleniferous soils. Eur. J. Soil Sci. 64, 629e638.
Fleming, G.A., Walsh, T., 1957. Selenium occurrence in certain Irish soils and its toxic
effects on animals. Proc. R. Ir. Acad. 58B, 151e166.
Floor, G.H., Roman-Ross, G., 2012. Selenium in volcanic environments: a review.
Appl. Geochem. 27, 517e531.
Fontenot, B.E., Hunt, L.R., Hildenbrand, Z.L., Carlton, D.D., Oka, H., Walton, J.L.,
Hopkins, D., Osorio, A., Bjorndal, B., Hu, Q.H., Schug, K.A., 2013. An evaluation of
water quality in private drinking water wells near natural gas extraction sites in
the Barnett Shale Formation. Environ. Sci. Technol. 47, 10032e10040.
Fordyce, F., 2013. Selenium deﬁciency and toxicity in the environment. In:
Selinus, O. (Ed.), Essentials of Medical Geology. British Geological Survey, Key-
worth, pp. 373e415.
Francis, J.G., Ryback, G., 1987. Chalcomenite from Ballybunnion, Co. Kerry, Eire.
Mineral. Mag. 51, 751e752.
Gunn, J., Bottrell, S.H., Lowe, D.J., Worthington, S.R.H., 2006. Deep groundwater ﬂow
and geochemical processes in limestone aquifers: evidence from thermal wa-
ters in Derbyshire, England, UK. Hydrogeology J. 14, 868e881.
Haluszczak, L.O., Rose, A.W., Kump, L.R., 2013. Geochemical evaluation of ﬂowback
brine from Marcellus gas wells in Pennsylvania, USA. Appl. Geochem. 28,
55e61.
Harrison, R.K., 1970. Hydrocarbon-bearing nodules from Heysham, Lancashire. Geol.
J. 7, 101e110.
Hildenbrand, Z.L., Fontenot, B.E., Carlton, D.D., Schug, K.A., 2013. New Perspectives
on the Effects of Natural Gas Extraction on Groundwater Quality. Global Water
Forum. http://www.globalwaterforum.org/2013/10/08/new-perspectives-on-
the-effects-of-natural-gas-extraction-on-groundwater-quality/.
Jones, D.G., Plant, J.A., Colman, T.B., 1994. The genesis of the Pennine mineralization
of Northern England and its relationship to mineralization in central Ireland. In:
Fontbote, L., Boni, M. (Eds.), Sediment-hosted Zinc-Lead Ores. Springer, Hei-
delberg, pp. 198e218.
Jones, G.L., 2012. Hydraulic fracturing for shale gas in Ireland - the potential. Pro-
ceedings IAH 2012, Session I. Int. Assoc. Hydrologists 13e20.
Keily, P.V., Fleming, G.A., 1969. Geochemical Survey of Ireland: Meath-Dublin area.
Proc. R. Ir. Acad. 68B, 1e28.
Kulp, T.R., Pratt, L.M., 2004. Speciation and weathering of selenium in upper
cretaceous chalk and shale from South Dakota and Wyoming, USA. Geochimica
Cosmochimica Acta 68, 3687e3701.
Large, R.R., Halpin, J.A., Danyushevsky, L.V., Maslennikov, V.V., Bull, S.W., Long, J.A.,
Gregory, D.D., Lounejeva, E., Lyons, T.W., Sack, P.J., McGoldrick, P.J., Calver, C.R.,
2014. Trace element content of sedimentary pyrite as a new proxy for deep-
time ocean-atmosphere evolution. Earth Planet. Sci. Lett. 389, 209e220.
Lawson, S., Macy, J.M., 1995. Bioremediation of selenite in oil reﬁnery wastewater.
Appl. Microbiol. Biotechnol. 43, 762e765.
Legg, I.C., Arthur, M.J., Riley, N.J., Reay, D.M., 1998. Geology of the Country around
Derrygonnelly and Marble arch. Mem. Geol. Surv. North. Irel. 82 pp.
Liu, S., Wang, Y., Yu, L., Oakey, J., 2006. Volatilization of mercury, arsenic and se-
lenium during underground coal gasiﬁcation. Fuel 85, 1550e1558.
Lussier, C., Veiga, V., Baldwin, S., 2003. The geochemistry of selenium associated
with coal waste in the Elk River Valley, Canada. Environ. Geol. 44, 905e913.
MacFarquhar, J.K., Broussard, D.L., Melstrom, P., Hutchinson, R., Wolkin, A.,
Martin, C., Burk, R.F., Dunn, J.R., Green, A.L., Hammond, R., Schaffner, W.,
Jones, T.F., 2010. Acute selenium toxicity associated with a dietary supplement.
Archives Intern. Med. 170, 256e261.
Mayes, W.M., Potter, H.A.B., Jarvis, A.P., 2010. Inventory of aquatic contaminant ﬂux
arising from histrorical metal mining in England and Wales. Sci. Total Environ.
408, 3576e3583.
Mayland, H.F., James, L.F., Panter, K.E., Sonderegger, J.L., 1989. Selenium in selenif-
erous environments. Soil Science Society of America Special Publication no. 23.
In: Selenium in Agriculture and the Environment, pp. 15e50.
McGrath, D., Fleming, G.A., 2007. Trace Elements and Heavy Metals in Irish Soils.
TEAGASC, Dublin.
J. Parnell et al. / Applied Geochemistry 66 (2016) 82e87 87Meyer, T., 2013. New Study Finds High Levels of Arsenic in Groundwater Near
Fracking Sites. ProPublica. http://www.propublica.org/article/new-study-ﬁnds-
high-levels-of-arsenic-in-groundwater-near-fracking-sites.
Mitchell, K., Mason, P.R.D., Van Cappellen, P., Johnson, T.M., Gill, B.C., Owens, J.D.,
Diaz, J., Ingall, E.D., Reichart, G.J., Lyons, T.W., 2012. Selenium as paleo-
oceanographic proxy: a ﬁrst assessment. Geochimica Cosmochimica Acta 89,
302e317.
Monaghan, A.A., Pringle, M.S., 2004. 40Ar/39Ar Geochronology of Carboniferous-
Permian Volcanism in the Midland Valley, Scotland, 223. Geological Society,
London, pp. 219e241. Special Publication.
Moss, R.L., Tzimas, E., Kara, H., Willis, P., Kooroshy, J., 2011. Critical metals in Stra-
tegic energy technologies. Publications Ofﬁce of the European Union,
Luxembourg.
Murphy, P.J., Bottrell, S.H., Parker, K., 2014. Sulphur springs of the Craven Basin, NW
England: indicators of natural methane leakage? Q. J. Eng. Geol. Hydrogeology
47, 81e88.
Myers, T., 2012. Potential contaminant pathways from hydraulically fractured shale
to aquifers. Ground Water 50, 872e882.
Park, M., Chon, H.T., Marton, L., 2010. Mobility and accumulation of selenium and its
relationship with other heavy metals in the system rocks/soils-crops in areas
covered by black shale in Korea. J. Geochem. Explor. 107, 161e168.
Parnell, J., 1988. Mineralogy of uraniferous hydrocarbons in Carboniferous-hosted
mineral deposits, Great Britain. Uranium 5, 197e218.
Parnell, J., Bellis, D., Feldmann, J., Bata, T., 2015. Selenium and tellurium enrichment
in palaeo-oil reservoirs. J. Geochem. Explor. 148, 169e173.
Rogers, P.A.M., Arora, S.P., Fleming, G.A., Crinion, R.A.P., McLaughlin, J.G., 1990. Se-
lenium toxicity in farm animals: treatment and prevention. Ir. Veterinary J. 43,
151e153.
Rowe, H.D., Loucks, R.G., Ruppel, S.C., Rimmer, S.M., 2008. Mississippian Barnett
Formation, Fort Worth Basin, Texas: Bulk geochemical inferences and Mo-TOC
constraints on the severity of hydrographic restriction. Chem. Geol. 257, 16e25.
Schug, K.A., Hildenbrand, Z.L., Fontenot, B.E., 2013 September 11. Elevated heavy
metals near natural gas extraction sites in the Barnett Shale. Oil Gas Monit.
http://www.oilgasmonitor.com/elevated-heavy-metals-near-natural-gas-
extraction-sites-barnett-shale/5899/.
Shonkoff, S.B.C., Hays, J., Finkel, M.L., 2014. Environmental public health dimensions
of shale and tight gas development. Environ. Health Perspect. 122, 787e795.
Sikonia, J.G., 1985. Arsenic management in shale oil upgrading. Environ. Geochem.
Health 7, 64e68.
Smith, N., Turner, P., Williams, G., 2010. UK data and analysis for shale gas pro-
spectivity. In: Vining, B.A., Pickering, S.C. (Eds.), Petroleum Geology: from
Mature Basins to New Frontiers e Proceedings of the 7th Petroleum Geology
Conference, pp. 1087e1098.
Spears, D.A., Kanaris-Sotiriou, R., Riley, N., Krause, P., 1999. Namurian bentonites in
the Pennine Basin, UK e origin and magmatic afﬁnities. Sedimentology 46,
385e401.
Stillings, L.L., Amacher, M.C., 2010. Kinetics of selenium release in mine waste from
the Meade peak phosphatic shale, Phosphoria Formation, Wooley Valley, Idaho,
USA. Chem. Geol. 269, 113e123.
Stuart, M.E., 2012. Potential Groundwater Impact from Exploitation of Shale Gas in
the UK. British Geological Survey Open Report, OR/12/001. British Geological
Survey, Keyworth.
Sun, H.J., Rathinasabapathi, B., Wu, B., Luo, J., Pu, L.P., Ma, L.Q., 2014. Arsenic andselenium toxicity and their interactive effects in humans. Environ. Int. 69,
148e158.
Taylor, K., Khattab, S., Nolan, K., Redfern, J., Williams, B., Warshauer, S., Hill, J.,
Armstrong, J., 2013. Sedimentological Characteristics and Shale Gas Potential of
Carboniferous Mudstones in Ireland: the Clare and Northwest Carboniferous
Basins. AAPG Search and Discovery Article #90163. AAPG Annual Convention
and Exhibition, Pittsburgh. May 19-22, 2013.
The Royal Society, 2012. Shale Gas Extraction in the U.K.: a Review of Hydraulic
Fracturing. The Royal Society and The Royal Academy of Engineering, London.
Tucker, M.D., Barton, L.L., Thomson, B.M., 1998. Reduction of Cr, Mo, Se and U by
desulfovibrio desulfuricans immobilized in polyacrylamide gels. J. Industrial
Microbiol. Technol. 20, 13e19.
Turekian, K.K., Wedepohl, K.H., 1961. Distribution of the elements in some major
units of the Earth's crust. Geol. Soc. Am. Bull. 72, 175e192.
Tuttle, M.L.W., Fahy, J.W., Elliott, J.G., Grauch, R.I., Stillings, L.L., 2014. Contaminants
from Cretaceous black shale: I. Natural weathering processes controlling
contaminant cycling in Mancos Shale, southwestern United States, with
emphasis on salinity and selenium. Appl. Geochem. 46, 57e71.
U.S. Department of Energy, 2011. Natural Contamination from the Mancos Shale.
Experimental Sciences Laboratory Report ESL-rpt-2011-01.
Vengosh, A., Jackson, R.B., Warner, N., Darrah, T.H., Kondash, A., 2014. A critical
review of the risks to water resources from unconventional shale gas devel-
opment and hydraulic fracturing in the United States. Environ. Sci. Technol. 48,
8334e8348.
Vidic, R.D., Brantley, S.L., Vandenbossche, J.M., Yoxtheimer, D., Abad, J.D., 2013.
Impact of shale gas development on regional water quality. Science 340,
826e835.
Vinceti, M., Crespi, C.M., Bonvicini, F., Malagoli, C., Ferrante, M., Marmiroli, S.,
Stranges, S., 2013. The need for a reassessment of the safe upper limit of sele-
nium in drinking water. Sci. Total Environ. 443, 633e642.
Vinceti, M., Mandrioli, J., Borella, P., Michalke, B., Tsatsakis, A., Finkelstein, Y., 2014.
Selenium neurotoxicity in humans: Bridging laboratory and epidemiological
studies. Toxicol. Lett. 230, 295e303.
Wasewar, K.L., Prasad, B., Gulipalli, S., 2009. Removal of selenium by adsorption
onto granular activated carbon (GAC) and powdered activated carbon (PAC).
Clean 37, 872e883.
Waters, C.N., Somerville, I.D., Jones, N.S., Cleal, C.J., Collinson, J.D., Waters, R.A.,
Besly, B.M., Dean, M.T., Stephenson, M.H., Davies, J.R., Freshney, E.C.,
Jackson, D.I., Mitchell, W.I., Powell, J.H., Barclay, W.J., Browne, M.A.E.,
Leveridge, B.E., Long, S.L., McLean, D., 2011. A Revised Correlation of Carbonif-
erous Rocks in the British Isles. Geological Society Special Report No. 26.
Webb, J.S., Thornton, I., Fletcher, K., 1966. Seleniferous soils in parts of England and
Wales. Nature 211, 327.
Wei, X., Bhojappa, S., Lin, L.S., Viadero, R.C., 2012. Performance of nano-magnetite
for removal of selenium from aqueous solutions. Environ. Eng. Sci. 29, 526e532.
Welch, A.H., Westjohn, D.B., Helsel, D.R., Wanty, R.B., 2000. Arsenic in ground water
of the United States: occurrence and Geochemistry. Ground Water 38,
589e604.
Witham, C.S., Oppenheimer, C., Horwell, C.J., 2005. Volcanic ash-leachates: a review
and recommendations for sampling methods. J. Volcanol. Geotherm. Res. 141,
299e326.
Zeng, T., Sarﬁm, A.F., Senior, C.L., 2001. Vaporization of arsenic, selenium and
antimony during coal combustion. Combust. Flame 126, 1714e1724.
